. Selected geometrical parameters of BT in trans conformations obtained with B3LYP, M05-2X and PBE0 methods together with 6-31+G** and 6-311G** basis set, and mPW1PW91 and MP2 methods with 6-31G*, 6-31+G*, 6-31+G** and 6-311G** basis sets.
B3LYP
M05-2X PBE0 mPW1PW91 MP2
6-31+G** 6-311G** 6-31+G** 6-31G* 6-31+G* 6-31+G* 6-31G* 6-31+G* 6-31+G** 6-311G** 6-31G* 6-31+G* 6-31+G** 6-311G* -0.6 -0.8 -0.7 -0.8 -0.7 -0.8 -0.7 -0.7 -0.7 -0.7 -1.0 -1.1 -1.0 -1.3 C 4 -C 5 -S 1 -C 2 0.8 0.9 0.8 0.9 0.8 0.9 0.8 0.8 0.8 0.9 1.1 1.2 1.2 1.3 C 5 -S 1 -C 2 -C 3 -0.7 -0.8 -0.7 -0.9 -0.7 -0.8 -0.7 -0.8 -0.7 -0.8 -0.9 -1.0 -1.0 Table 2S . Selected geometrical parameters of BT in cis conformations obtained with B3LYP, M05-2X and PBE0 methods together with 6-31G*, 6-31+G*, 6-31+G** and 6-311G** basis sets.

M05-2X PBE0
6-31G* 6-31+G* 6-31+G** 6-311G** 6-31G* 6-31+G* 6-31+G** 6-311G** 6-31G* 6-31+G* 6-31+G** 6-311G* 110.8 110.9 110.9 110.9 110.9 110.9 109.5 109.5 109.5 109.5 109.5 109.5
112.0 111.9 111.9 111.9 111.9 111.9 114.1 113.9 113.9 113.9 113.9 113.9 Figure 1S . C 2 -C 3 -C 2' -C 3' Rotational barriers calculated at selected levels of theory mPW1PW91/6-31G*, M05-2X/6-31G*, PBE0/6-31G* and MP2/6-31G* levels corresponding to a rotation around C 2 -C 3 -C 2' -C 3' . M05-2X/6-31G* MP2/6-31G* MPW1PW91/6-31G* PBE1/6-31G* Figure 2S . Variation of (a) C 2 -C 2' bond length, (b) electronic density of C 2 -C 2' bond and (c) π (C 2 -C 3 ) → π* (C 2' -C 3' ) charge transference as a function of the C 2 -C 3 -C 2' -C 3' dihedral angle at PBE0/6-31G* and M05-2X/6-31G*. 
